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USSR/Chemistry - Vinyl Alkyl Esters Sep 8 


Chemistry - Hydrolysis, of Vingk Alkjl Esters 


“Hydrolysis of Vinyl Alkyl Esters in Aqueous Diozane Solution," Ye. N. Prilezhayeva, 
E. S. Shapiro, HM. F. Shostakovskiy, Inst Org Chem, Acad Sci USSR, 11 pp 


"Zhur Obshch Khimii" Vol XVIIT, No 9 


Tabulated data shows that rate of hydrolysis of vinyl butyl and vinyl ethyl esters and of 
dibutylacetai by hydrochloric acid decreases with increased content of dioxane in water use 2 
as solvent. Discusses mechanism of this reaction. Submitted 21 Jun 7. 
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E. N. Prilezhaeva, E. S. Shapiro, M. F. Shostakovskil, Hydrolysis of vinyl-alkyl ethars 
in water-dioxane solutions. 0. 1653 


The hydrolysis rate of hydrochloric acid in water-dioxane solutions was measured: 
Vinyl-butyl ether, vinyl-ethyl ether and di-butyl-acetal were found. It is shown that 
the rate of hydrolysis drops from water to water-—dioxane solutions. An hypothesis was 
examined which explains the mechanism of hydrolysis of vinyl ethers and a reection 
scheme is given which takes into account the interaction of the hydronium ion with ether- 


oxygen as well as with the /-carbon atom. 


Institute of Organic Chemistry 
Acad. of Sci. USSR 
June 21, 1947 


SO: Journal of General Chemistry (USSR) 28, (80) No. 9 (1948) 
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wea. Gurehtein and M.F. Shostexovekii, T the transformetions of simple vinyl ethers. 
ILl. Interaction cf simple vinyl ethers and organic acids. p- 1989. 


The reaction of simple vinyl etherc and organic acids in the absence of a catalyse’ 
was studied. It is shown that the organic acids of the aliphetic series attach thenselves 
to the simple vinyl ethers at room temperature but to complete the reaction a longer time 
is needed. A new method of synthesis of alkoxy-derivativee of complex ethers (ecyleles) 
with e yield of 90 nercent and more is established. 


Inst. of Organic Chemistry 
Academy of Sciences, USSR 
Leb of Vinyl Compounds 
December 1, 1947 


$0: Journel of General Chemistry (USSR) 28, (80) No. 11, 1948 


ee en cris 


SS eee 


= CEEOL = wee 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910017-4" 


"APPROVED FOR RELEASE: 08/09/2001 


CIA-RDP86-00513R001549910017-4 


STIUST THSUVS INI, YF. j 


a 


ine ON. Mechyiigm of activation of ‘Vinyl compornds in poly- 
. alptiiintion procesieg, M, Pe pitt 9 beet ETE ag = 

: ae vw. Acid. Sob US aR: Woascov). Tic: o7antya Tr 
“eas 5 ~~ Oblast Vysoxomuleket, Soetinensy, Dokiwdy G-a¥ Kong: 
bg ise t, Vusotumorhul, Sacdineniyam, Abad: Nauk FISK, 1949, 
“24-44.—-Vinyl alkyl] ethers can polyiveriz: hy efter radio 
chain or ionle nessianisnas. - They pce not prone to poly-" 
Merizetion uider the action of atu. O Gr-peroxides. ‘the 
» aetion of perayides consists of activation of vinyl esters for 
: 8. Thus, keeping 83-g, CHy: CHOAc in 


- Various! renetiony 
490 sal. GaOH with O.4 g. 
- among other substances, 05.8 §. MeCH(ORu)OAc, 
50-29, des 0.0260, #3214000. Treatment of CH CHOnc 
with 3040 1,0, nt 60° 12-15 bre. gave 89.1% AcOH.  Heat-- 
ing 22-8 g. CHS CHCEt and 77.67 g. CHL: CHC! with 0.5 . 
&- Bz,0; iu an smipul for: 10 days at 60° gaye 20.02%) bad : 
pelymes, which on teopts. from benzene-EtOEL seve 9.8 ¢ 

capolymer having mol. we. 4920. 


‘bag 
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USSR/Chemistry - Vinyl Ethers Mar/Apr 49 
Chemistry - Chlorohydrins 


~ "Interaction of Vinylalkyl Ethers and Helohydrins,” 
M, F, Shostakovskiy, N. A, Gershteyn, A. K. Gorban’, 
Inst of Org Chem, Acad Sci USSR, 8 pp 


"Iz Ak Naul:,SSSR51Otdel Khim Neuk” No 2 


Studies reaction of vinylethyl and vinylbutyi ethers 
with ethylene chlorohydrin. Chlorine ijerivatives 
of the corresponding acetals were obtained, Sub- 
mitted 16 Apr 48, 


a 43 /’gT29 
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USSR/Chemistry - Glycerin = = gu. kg. 
oe Vinylation, With Acetylene 


WP eed ee z 


venyiating Giycerin,” M. F, Shostakovskiy, Ye. PB 
Gracheva, Lab of Vinyl Compounds, Inst of Org 
Chem, Acad Sci USSR, 7 pp 


1 
\ 


“Zhur Obshch Khim” Vol XIX, No 7- pee 
: 


Exhaustive vinylation at 180-190° gwith an excess 
of acetylene and 10% KOH results in 90% of 
theoretical. yield of trivinylglycerol ether. 

With a ‘deficiency of acetylene, both complete 

ether and incomplete ethers are formed. In an 

‘kali medium, mono- and 1,3-divinyl ether of 

glycerin are stable, but during distillation or 
products of vinylation they cyclize ‘to form corres- 
ponding cyclic acetals, Isomerization of incomplete 
vinyl ethers of glycerin is catalyzed by a hydrogen 
ton. Cyclization of these latter ethers to form 
cyclic acetals ig explained by formation ‘ofa 
hydrogen bond between oxygen of original vinyl ether 
and hydrogen of mineral acid. In absence of latter, 
an intermolecular hydrogen bond is established, 
Submitted 28 Mar 48, 
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Comparative characteristic Properties of Jt thloroaiky! 
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_ Syntheais and transformations of 2-chlorovinyl ethers. ! 
Nvyntheais and properties of 2-chioroviny! alkyl! ethers 
MoO Shustakovskif and EL P. MdeVhovskuya. Peres 
Phat Vink SSN, Otdel. Kdse. Noud 1080, 104 401 - 

Neat unig LOO yg. CICILCHCIORY and 130 8. BGUNPh 35 hrs, 
aC 4-80", filtration, and extn. with EO gave 665% 2- 


chloryrimyl Bu cther, ty 48-GO°, US" ULYSNS, ai? BE 4dUN, 
this heated 15 brs. with 10S HsSO, gave a sinall amt. of an 
aldehyde, BuOH, and GCH,CH(OBw)s, bia 74’, nit 
L431; the use of 18355 HSU, (2 hrs. at 85-90") permittedt 
isolation of some CICH, CHU (semicarbazone, m. 130-17) 
frolysis at room terup. is slow with 15° H,SO, (26-32°). in 
Jhrs.). A similar reaction yielded 74% (MeOhCHCHICE 
we LAS 9°, NS 14180, dd? 1.0980, from CICH,CHCIOMe 
din. of a drop of HCI to the £1 anslog in BtOH readily 
(Rave LOOT" CICH CH OED), b. 160-8". nie Lazo, aden 
Lew, the OCH: CHCL, obtained in 3555 yield from the 
dt-Cl derty., as above, be 47.5-8.0°, 2° F.UGSG, mie 14st 
feomne 15'S (420),CHCHLCI was alse formed]. tye-/'r- 
OCH: CUCL bys 44-5.7%, dd* 1.0840, a2 1.4390, was ob- 
tamed simikuly in 255 yicid, slong with 2000 (ase Pte. 
CHUCHACL by BUS". The 2-chloroviny] ethers polymerize 
with SnCh or FeCl, catalysts, but not with Bz,0;. The 
iso-Pr member is completely hydrolyzed to CICH,CHO by 
- 13° HiSUcin 0.5 br. at 60 0°, G. M. Kosolapolf 
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Theoretical bases of chemistry of viny! ethers. I. 
Oxonium pruperties of vinyl alkyl ethers. M.F. Shosta- 
kovskif (Acad. Sci. ULS.S.R., Moscowl. Zhur. Obshschel 
Ahom. (J. Gen. Chem ) 20, GOR-19(150). —The chem. 
properties of vinyl alkyt cthers are reviewed and are ex- 
plained by conjugation of a double bond and the O atom, 
which acquires oxonium character in the various reac- 
ons. The I-halocthyl allkvl ethers also exhibit: tauto- 


_Mmerism involving a CHy: CHOULEX)R structure and their 


reactious involve the mesumerie ion, MeCH -OR —< 


McCHE OR. Vinyl ethers are polymerized by mineral 
acids in contrast to CHy:CHOAc, CHy: CHCH, styrene, 


famt actvistes, all of which polymerize with peroxides, 


beat, hght, and atm. O only, and not with acids. Satn. 
ol 87 5 gp. MeOCH: CH, with IEBr yielded S5% MeCH Br- 
OMe, Die 50.5-7.0°, m4P 14488, d8° 1.4253.) Bromina- 
tion of MeOCH: CH, at —3° ta —10° gave 99.7% CH, Br- 


CH BrOMe (crude), 83.3% pure, bis 56°, d2° 1.9701, ny 


1.5300, a strong lacrimater, b. 160° with much decompn., 
can be indefinitely stored ina closed flask. PhOH (44 g.) 
and 56.5 g. BuOCH: CH, treated with 0.05 g. 39% HCI 
(spontaneous reaction) and allowed to stand | day guve 
wg. MeCH(OBu)OPh, by 107.0-7.5°, d33 0.9605, 2° 
0.0588, 14} 1.4830, also obtained in 59.1-g. yield on heat- 
ing 60 g. PhOCH: CH, and 40 x. BuOH 10 hrs. to 170-80° 
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in un autoclave; some MeCH(OBu)s, PhOH, and 9 x. 
MeCH(UP&),, by 148.5-9.5°, 2° 1.087, «4 1.5568, are 
formed concurrently. The tepetition of the former syn- 
thesis with SOMO gave some unreacted BuOCH: CH; 
and DOSS 2-Cyeél H(OBu) Me, tyy 187.2-7.4°, dy 
1.0543, d8° LOSE, 148 1.5558. Distn. of McCH(OBu)- 
OPh at atin. preasure gave BuOCH:CH;, PhOH, and 
MeCH(OBu);, as well as BuOH, Heating US y. Eto- 
CHICH, and 124g. PhOH 7 hrs, to 125 gu" give IND g 


" MeCH(OE)UPh, by 91-2°, nY-* 1-505), ue) * OW); 


distn. of this at atin. pressure gave EvOCH:CH:, EtOH, 
VhOH, and some MeCH(OPA):, Dye 128 ww)?, a¥y 1.5500, 
dg? 1.0857, In 2-3 mouths in a sealed vessel $0 RK. Bub- 
CHICHy, and 2 g. MeCHCIOBy yield a polymer with 
av. mol. wt. 3200 (from Me,CO-EtOH): the same miat 

polymerizes to this extent in several hrs. at 100°, while 3b -$ 
days’ exposure to sunlight gives complete polymertzstion 


- Exposure of 19.8 g. MeCHBrOPh, 10 g. BUOCH: CH, 


and 20 g. dioxane to suntight for 3 days gave ots distn., 
after removal of solids, 27.0. liquid, b. 85-1017, composed 
of BuBr, HO, and dioxane, thus indicating the halogen- 
ated ether is the activator in the polymerization process. 
QM. Kosolupaff 
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Action of inorganic bases on 1,2-dichloroethy! al 
: a , aen k 

en MM. F. Shostakovskil and F, P. Sidel'kovskene BuOH, the resction yields 33° Dand BuGH: in heptyl 
t cas Sci. U-S.S.R., Moscow). Zhur, Obshchel Khim, v4 ale. it gives SUR CICH CH ORWOGH,,. ba TT-60", 
(J. Gen, Chem.) 20, 62)-G1N50).--The reaction of alk. Dre TS, ng? OKT, ge PRINT, some crude Ky and bt, 
reagents with CHACICHCIOR Proveeds by cleavuge of H CICHACHAOG Hida, Yar IST Q0?, ber ISS-8.5" (pure), nq 
and Clions, followed by decompn. of the unstable residue 144), dg? UO.N287. Reaction with CaO after 15 hrs. at 
Yelling an ule., which reacts with the initial ether, forming TUS" gives SISC Vand 20, unreacted ether, while dry 
chloroucetal. BuOCH CIC HsCt, by 51-2", nye 1.4475, d2* Ril, gives 650% Land 20.6'¢ unreacted ether in 20 hrs. at 

: Passage of dry NHL into the dichloro ether at 


1-U) (20 g.), treated with 9 g. KOH and kept 16 hrs. voLsae, 
OOF Cspontancous) gives 765 unreacted ether and aa" cl 


at 7O0-80° gives I g. tinreactedt ether and 10 
CHCHVCLD, Day HALE, dE O88), ete Lae he 
the reaction is the same, but its progress is slower ; in 


Phe reaction with Naw sliggoh at soon temp . while 
heating leads to violent interaction, in Celle forth hrs. at 
TUS? it gives 2406 Land 25, uareacted ether. 
G. MOK. 
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Synthesis apd transtormations of aA-chlorovinyl alkyl! 
ethers. I! Reaction of #-chloroviny! alkyl ethers with 
potassium hydroxide and sodium M. OF, Shostakovahit 
an FOP Stel kawskava fret thad Mawk SSS x. 
Onde! Khim Vane HOSO BH Gch GF 48. 284t: Roarpict 
edn of 10g powd KOPP te IR CHOLCHOED and sib. 
sequent Mist gave STE NCL a Koouttreseted ether. ane 
POS WO: COFL hb fay 2°, de Sao) ate PL, giving a 
Yelons ppt. with NEHOB-CuCE The fin analog Cie 7 gO 
stinthicdy yave 6 K ourescted ether and & VOCHC COKn 
He? te pe, dy? OS ate Riving a yellow Cn 
Heriv | Neither ether contd be analyzed for Cam Th tw. 
sate cof their explosive combustion Add oft: x 
CHOE CHOM toa fy. Na Mast bs 25 mb. dey Et) espenta- 
Hees reaction) and reflaving | Sohes gave f Ko tar, sone 
HuONa, Nath. a trace of CSM, 1 HEE HC COB, ant rhe 
CH CHORU. No Wartz-type products were fennel 
The vinyl ether Inay arise by hydrogenation of the acetylenic 
anlog or by halogen Hisplacement with H from the starting 
meteriad G.M. Kosolapoff 
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Syntheses and reactions of h sounedl X cout } ; 
F ath - alucthy! alkyl ethers. ' ? K « VU Wee tee lied gave SN OU) Mee ar Ae. 
yt framorthel ako ethers "ACE Stitakyabt amd [elite Be Sy ae UA RO Saute ct 
Mek Acl Khon (E Gon. Ch, USSR. Moscow), Zhur. MeCH BrOKS, bee gy nh eh Me 8 FGI, gave SHE 

wn. Chem.) 20, 1315-25(1950)4 af, See ee, av Saath te L2ra, c 
Mew dra 2 mh Pa Ue OTT, guar 


“A 42, 45197 Phe othe y 
A519! rts MeCH RIOR are acti os 
han (he Chan dogs, app aentiy bee ear A OA LA MeCH Kal ral aD a 
tere Meet in the Mt : vals a bev ste af ig hyperceninga- Had : : ue ce niece Or aed ie ate Pe cee 
He Week te tte Cate an tl comseenene Lacsenhing of the Teange ‘ : wal nee praee e hee ae 
Ustssoen etn oof iin be ine nae aa ete aleateas Ihe hone : iti ac atic, : sane Hee ; . tH at He Pe era 
a neat oie, + getdts y sudden tia Veolhe. i i 
attrinpt to preg thy vortespaneling Ga yt ic 7 Mtaeay Itt at Wemt watts NATO, tees exser i it a pee raat 
to be ampossthle These etl wiyl derive., was shown Godometric deta} ‘ gente ce oe glee a  autNc BEACH 
mw ethers with aq. alkali (NaOH) g. PUNKS ee ee ef ue Pata On ca 
.&- Nit: i ave thity ¢ (OAwts, Bao as sal. 


yield AcHE and ROM ata Tate « 
eh AAs “Ut fate comparable to that of 
traligation, while PANEt 3 HORT, ““ ae 
: : i, clea aeet alee be ent Rave the sume result, while pascige . int.s 
eertiie Hake the atewk by the sinhustilirce eee the ether ur kathintay te fap i“ ‘ veered Ape Ohe a 
. dels Stee sten He ; 3 sanetene ‘i 1 : 
sig ata te ten taste the die get ha hed gH 
Hheate strthhy whike the < aa seetal, Ni Fracts even tx MeCH wuts jad fae Toles ea 
state of the ir by vichhag . Shale Sen GTS the ionic CHOBu Add ae erie ta u eis Sai 
Warte reaction prowtucts gone of ra instead of sit he, sting ' lr. t 70 wil ie Ky cre tie, sect 
CHECHOBG, bs ao. gfe eet, OF HBe into 100g. eee gee Tie at 70" eave PEO g. NaBe and 5g. MeCH. 
’ We OF SA mae bso dt! OTS8R, at Oe bane gue Ae Liaw, ee? Stecittiese tte 3 
3 A, PP LTO, lt NST> MeC rORg (INS 
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SHCSTAKOVSETT, My OF, 


"Studies in the field of synthesis and transformations of a-haloethers. III. a- 
Haloethyl phenyl ethers," HM, F, Shostakovskij and A. V. Bogdanova. (p. 1326) 


SO: Journal of General Chemistry (Zhurnal Obshchei Khimii) 1950, Vol 20, No. 7. 
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Synthesis and reactions of vinyl ethers of ethanolamines 
; inylation of monoethanolamine M oF Shostakuvakat, 
LA. Chekulaeva, and NLA. Gershon "7255 Ahad 
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Compounds 


guifur Compounds From Acetylene and.’ 
Communication No 1: synthesis of 
athyLmercaptanes and alpha, alpha'- | \ 
thylevl fides by Reacting Hydrogen Sul- 
F. Shostakovskiy, Yew 


“orilezhayeva, B.S- Shapiro, Inst org Chem, 


achesis of 


so3R, Otdel Khim Nauk,” No 3, po 20h-. 


Compounds (C ontda) 


1 ether with formation of alphe- : 
and alphe, alpha '-dialkoxy- 
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as free substances. Bes 
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SHOSTAKOVSKIY, M, F. 
USSR/ Chemistry - Organic Sulfur Compounds 


Wgynthesis of guifur-Containing Compounds Dasod on Simplo Vinyl Ethers 


and Acetylene. Communication 2, Synthesis off s pi- andy .k Dialk- 


oxydiethylsulfides, Ye, N. Prilezhayevay E. §, Shapiro, M. ¥. Shostakovekty, 
Inst of Org Chen, Acad Sci USSR 


"Tz Ak Nauk SSSR, Otdel Knim Nauk" No 4, pp 438-447 


PA 192723 

Found conditicns for synthesis of 00,3 _and B, 8! —dialkoxydiethylsulfides fron 
si: ple vinyl ethers and HS. Mixts of 4someric sulfides were analyzed and purity 
of products detd by method, discovered by present authors, of titration based on 
decompn of above sulfides in presence of HgCl2- 


PA 192723 


9, Monthly List of Russian Accessions, Library of Congress, 1953. Unclassified. 
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SHOSTAKOVSKIY, M. F. 
USSR/Chemistry - Organic Sulfur “ompounds SepfOet 51 - 


"Synthesis of Sulfur Compounds on the Base of Vinyl Ethers and Acetylene. Commmication 3. 
Certain Properties of “8 and JB, ‘Pi pialkoxydiethylsulfides," Ye. N. Prilezhayeva, 
E. S. Shapiro, M. F. Shostakovskiy, Inst of Org Chem, Acad Sci USSR 


"Iz Ak Nauk SSSR, Otdel Khim Nauk" No 5, pp 560-567 


t 
Studied some characteristic reactions of “) B - and BB. ~dialkoxydiethylsulfides. 
Comparison of chem reactions of A, an, A, -, and SB, ~dialkoxydiethylsulfides 
showed that introduction of alkoxyl at C atom which is in %-position with respect 
to § atom causes compd to react in manner different from that characteristic for 
dialkylsulfides, which 4g particularly expressed in decreased ability to form stable 
complex compds with Hg salts and increased tendency toward characteristic decompn 
reaction. Discusses causes of this behavior. 
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SHOSTAKOVSKIY, M. F. 
{SSR/chemistry - Organic Sulfur Compounds Sep/Oct 51 


"Synthesis of Sulfur Compounds on the Basis of Acetylene and Vinyl Ethers. Commmni- 
cation 4. Synthesis of Trithioacetaldehyde," Ye. N. Prilezhayeva, E. S. Shapiro, 
M. F. Shostakovskiy, Inst of Org Chem, Acad Sci USSR 


"Tz Ak Nauk SSSR, Otdel Khim Nauk" No 5, pp 568-570 
By action of H,S on vinyl ethers in presence of high conens of HCl, prepd with good 


yield cyclic, +imer of thioacetaldehyde and corresponding alc. Reaction proceeds 
through intermediate formation of % -chloroethylalkyl ethers and % ~salkoxyethyl- 


mercaptans and decompn of latter in acid mediun. 
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USSR/Chemistry - Vinyl Ethers Nov/Dec 51 


“Certain Methods for Quantitative Determination 
of Vinyl Ethers,” M. F. Shostakovskiy, Ye. N. 
Prilezhayeva, N. I. Uvarov, Inst of Org Chen, 
Acad Sci USSR 


"ghur Analit Khim™ Vol VI, No 6, pp 348-352 


‘On basis of vinylpropyl and vinylisopropyl ethers, 
worked out methods for quant detn of vinyl ethers. 
‘Hydrolytic oximation of ether in presence of hy- 
droxylamine chloride ytelds good results if ether 
contains< 20% alc. Greater % of alc results in 
lengthy procedure and incomplete detn. 


.LC 


195730 


ussR/Chemistry - Vinyl Ethers Nov/Dec 51 
(contd) 


Hydroxylamine sulfate gives unsatisfactory quant 
detn since it does not cause total oximation. 
Iodometric method gives satisfactory results for 
mixts contg any ratio of ether to alc. 


-igsr30—| 


c 
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SHOSTAKOVSKIY, 
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_ecomposinon of n-halo ethers. 1. -Iisloethyl alky! 
.sers. M. F. Shostakovskif! and A. V. Hogdacova. 
Zaur. (Rubchel) Naim CP Gent Chens ) 20, RSS kh Wd) 
5, Contrary to current teas, a-halocthyl alkyl ethers tose WN 
only in contact with atm. moisture of with excess of HAO 
The decompn. induced by H;O probably first yields HX, 
ROH, and polyvinyl resinous adore. and the formation of 
RX is a secondary reaction of HX with the ROH.  Me- 
CHB ORs, by 63.0-3.8°, wif 1.4489, df? EOn8t (18) g.), 
was gradually distd. Chrough a 25-cns. columa, vielding 
V7.159 Hudie, 15 x. HO, and traces of Ach. Letting 4) x. 
ether stand 3 weeks in a scaled tube In diffused light gave 
80.159 BuBr and 10 upon distn, at 150 aun. Similar 
treatment of the ether (30.6 g.) mixed with 13g. CH: CH- 
CHiyar gave 08.7% Hublr, 2.8 g. 1,0, amd 0055 unchanged 
Ci: CHCIND:, as well as a tittle dark resin amd traces of 
AcH. Slow dista, of MeCHH/OE1 similarly gave 80% 
Ee8r and HO, along with AcH.  MeCH Bra Me, die 50.5- 
7.0%, n¥ L4486, d?* 1.4253, kept 3 weeks in diffused light 
its a sealed tube gave MeBe hydrate and MceCH(OMe)s, 
b. O2-4°, as well usa little resin (C 05.5, 16.855) and an un- 
stated amt. of Br. UL. Haloethyl phony! ethers. /did. 
304-0.--Keeping 10g. MeCH Br, by SK-0%, wh? F.5500, 
df* 1.3tH0, 7 days ina sealed tube in diffused light yiehled a 
pink porous solid which ruptured the vessel; repetition in N 
atin. gave the same material which fs partly sol. in MeCO; 
the insol. portion analyzes as Ca/{nOs, apparently a phenol- 
aldehyde resin; the sol. igobaed had a similar comps. the 
ether is allowed to stand in moist air a similar protuct forms 
rapidly (30 min.), along with a little free PhOU. A soli. of 
the ether in CH,:CHOBu and dioxane slowly (2 days) de- 
posits small amts, of solid, the latter contains Ur, while the 
soln. yields Nur and HO. Now distn. of MeCHCIOPL 
gave much HCI, PhOH, and an aldehyde-phenal resin. 
GM Kenalapoff 
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SG: Jour-el of General, Choristry (Zhurnal Obsi.chei Khimii) 1951, Volure 21, 10,2 
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Hydrolysis of vinyl phenyl ether \t { Shostakoyshii 
amb A.V. Hogdinowe Zane Oaed Aft (J. Gea 
Chem) 20, G24 CISD) Melyssa Ol PACCHE CH, b 

AL, IE OLAS, with LUG TNO in sealed! 
tubes at 100°, followed by detn. of the Acit profuced, ts 
substantially complete in 2 hrs: 1% HS, in 2 hes. Rives. 
4-50 hydrolysis. The reaction proceeds by formation of 
an oxoniuin complex by protonation of ), followed by add. 
of HOH, with displacement of the Proton and consequent 
cleavage of the hemiacetal to Actl mb ROW. OG. MOK. 
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Transformations of vinyl ethers. V. Chemical proper- 
ties of partial acylals of the type CH,CHiORjOCOR’. 
M. F. Shostakovskil and N. A. Gershtein. Zahur. Obshchel 
Khim. (J. Gen. Chem.) 21, 452-00(1051);) ef. Cut. 43, 
> 37351,—To Og. boiling HWOCH: CH, was added dropwice 

uvee 1.3 bes. 28g. HCO and dista. after r standing Db hes. 
xave O08 g. Act. 3g. HCO Ms, b. 100.5-7.3°, dae 08975, 
AL? O.NOTS, ay P9t2, 5 ag HCOWE, mat x. MeCi: 
CORMACH, by 62-25%, dds O93, dee O42, nye 
14020 (product cath be ised. only ina Noatm. under re- 
i duced pressure; with H,0 a rapid hydrolysis occurs}, ani 
6.25 g. (BuO,CiHMe. When the addn. of HO,CH was 
more rapid (5 min.), similar results were obtained. A- 
similar rvaction with AcOH, but with reverse order of imix. 
ing, gave a little AcIE, a little BuOAc, and 856% MeCil- 
(OBujO-Ae, br $2.5-3.0%, 423 0.9210, d2* 0.9103, iz Lom, 
and a trace of (BuOKCIIMe. Heating 36 g. ErOCH:CHy 
and 44g. PeCOE in sealed tube 13 firs. to 109°? gave ae 
MeCHOENOCPr, Dey SI-L.S, bes 37.5-8.99, 28 0.9251 
at? UOT, 30; BuOCH: CH gave 4% MeCH 
(OAWIO.CPr, t 27, Des 59-01%, d23-0°9032, dde 
0.9015, nt? LALIS. “Passibly the formation “ot acetals and. 
esters is the result of decompn. of the acylals to viny! ethers 
and vinyl esters, the former reacting with ROH to yield the 
acetals, the latter with free acids to form ethylidene esters, 
which ure hydrolyzed to the aldehwde and the acids, the 
Veeenr reacting with ROH to form the esters. G. MOK 
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~ USSR/Chemletry -. Vinyl Compounds sep 52 


"Conversions of Simple Vinyl Ethers. VI, chan: 
ical Properties of Incomplete Acylals of the Type 


. oka »" M. F. Shostakovskiy, N. A. Gershteyn, 


SHOSTAKOVSKIY, M. F, 


Nocor,: 
Lab Vinyl Compds, Inst Org Chem, Acad Sci USSR 


"Zhur Obshch Khim” Vol XXI, No 9, pp 1602-1610 


Investigation of interaction of incomplete acy- 


lals (CHG oon, with alcs ROH showed that 


products are esters (R,|COOR) and acetals ; 
(CH3CE(OR)o). Interaction of incomplete acylals 


191738 


USSR/Chemistry - Vinyl Compounds: (Conta) Sep 51: 


with org acids R {COOH yielded esters and complete 
acylals (CH3CH(OCOR,)o), which were hydrolyzed under 


et 


| 


specified conditions. Proposes reaction mechanisms. . 


Cad 
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SHOSTAKOVSKIY, M.F. 
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Ethers ' 


"Synthesis of q, 8-Dichiorcethylalkyl Ethers and 
Their Conversions. II. Synthesis of G, s-Dichloro-~ 
ethylmethyl, -c, #B-Dichlorodiethyl, and .c, A-Dichlo- 
roethylisopropyl Ethers," M. F. Shostakovskiy, F. P. 
Sidel'kovskaya, Lab Vinyl Compds, Inst ‘Org Chem, 
Acad Sci USSR 


"Zhur Obshch Khim" Vol XXI, No 9, pp 1610-1617 


Improved method for prepn of y, B -dichloroethylbutyl 
ether, described previously, with yield of 71% of- 
theoretical. By addn of C1 to vinylmethy1,’ vinyl- 
ethyl, vinylisopropyl ethers, prepd corresponding 


191939 


USER /Cheiistey - Chloro Derivatives of Sep 51 
Ethers | (Contd) 


ro B -dichloroethylalkyl ethers. Further chlorina- 
tion yielded q 8 , B-trichlorocethylalkyl ethers, 
which were isolated and characterized. All products 
are easily hydrolyzed. (,A-dichloro ethers can be 
detd by titration with Agn03 or Nad. 


191739 
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USSR/Chemistry - Chloroacetaldehyde § —S_ Dee «5 


Ne 
"Synthesis of Acetals of Chloroacetaldehyde," 
M. F. Shestekovekiy, F. P. Sidel'kovskaya,.Lab 
of Vinyl Compds, Inst of Org Chem, Acad Sci USSR 


"Zhur Obshch Khim" Vol XXI, No 12, pp 2163-2170 


FR 1LSuTé1 


Worked out synthesis of acetals of chloroace- 
taldehyde (useful in synthesis of physiologically 
active. amino- and betainoaldehydes and other 
substances) by action of alcs or alcoholates on 
a, M-dichloroethylalkyl ethers. Yields run as 
high as 90% of theoretical. Addn of Cl to vinyl 
ethers in presence of analogous ales yielded: 


1okréd. 


USSR/Chemistry - Chloroacetaldehyde ‘Dee 51 
(Conta) 


corresponding acetals of chloroacetaldehyde. Addn 
of Cl to vinylethyl ether in presence of excess 
BuOH yielded dibutylchloroacetal (yield 50% of 
theoretical). Proposes reaction mechanisms. 
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USSR/Chemistry - Polymerization May 51 


"Processes for the Conversion of the Nitrile of: 
Acrylic Acid andx-—Methyl-Styrene in the Presence 
of Hydrogen Peroxide," M. F. Shostakovskiy, A. V.- 
Bogdanova, Lab Vinyl Compds, Inst Org Chem, Acad 
Sci USSR 


"Zhur Prik Khim" Vol XXIV, No 5, pp 495-501 


Examd processes of conversion of acryl-nitrile 
(I) and o¢methyl-styrene (II) through addn of 
Ho0, alcs, phenols due to action of Ho0o. I 

polymerized easily, did not interact with Ho0, 


USSR/Chemistry - Polymerization (Contd) May 51 


alcs, phenols; II was not polymerized or added 
to, but was oxidizable under these conditions. 
Copolymer of I and II was formed through action 
of Ho0o, confirming concept of free radical mech. 


182727 


CIA-RDP86-00513R001549910017-4" 


08/09/2001 


APPROVED FOR RELEASE 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910017-4 


The transformations of acrylonitrile and ve -methylstyrene 

i ide, MoE Shortakes shu 

E the presence of hydrogen perox bearer 
“4 


and AL V Mugeanaya  S. dpplied _ 40, 1981/. 
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SHOSTANOVSEIZ, MF 
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"Me Viscosity Properties of Vinyl Alkyl Ether 
Polymers," M. F. Shostakovskly, B. V. Deryagin, 
I. F. Bogdanov, N. N. Zakhavayeva, Inst Org Chem 
and Inst Phys Chem, Acad Sci USSR 


"“Zhur Prik Khim" Vol XXIV, No 10, pp 1063-1070 


Polymers of vinyl alkyl ethers have very favor- 
able temp viscosity curve (index of viscosity). 
A 2% soln of these polymers strongly reduces 
metal corrosion. = 
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SHOSTAKOVSKIY, MAP. 
PHASE I TREASURE ISLAND BIBLIOGRAPHIC REPORT AID 174 = I 


BOOK Call No.: QD341.,E7S5 
Author: SHOSTAKOVSKIY, M. F,.. 
Full Title: VINYL ETHERS 
Transliterated Mtle: Prostyye vinilovyye efiry 
Publishing Data 
Originating Agency: Academy of Sciences of the U.S.S.R. Institute of 
Organic Chemistry 
Publishing House: Academy of Sciences, U.S.S.R. 


Date: 1952 No. pp.: 280 No. of copies: 2,000 
Editorial Staff 
Editor: Kolesnikov, G. S. Tech. Ed.: None 


Editor-in-Chief: Petrov, A. D., Cor. Member Appraiser: None 
Acad. of Sciences, U.S.S.R. 
Others: Names of many Soviet scientists are mentioned in connection with 
the bibliographic documentation. 
Text Data 
Coverage: A survey of basic work done on the synthesis of vinyl ethers is 
given. ‘The physical and chemical properties of the ethers, thelr 
reactions with alcohols, phenols, and acids are described. 
Hydrolysis, polymerization, and analysis of vinyl ethers are 
covered thoroughly. (Tables, charts) 
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Prostyye vinilovyye efiry AID 174 - £ 


The book might be of interest because of the importance of vinyl 
indus A 


Purpose: The purpose of the author was to set forth the discovery of the 
reaction of vinylation, the application of this reaction in the 
chemical industry, and the contributions of Soviet scientists to 
the chemistry of vinyl ethers. 

Facilities: None 

No. of Russian and Slavic References: 270; Foreign: 275 (1856-1951) 


Available: Library of Congress. 
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: Phe Rubber Abst. — 4987. Role_of peroxides in processes of polymerization of : : 

- Yol. 31 } vinyl -compounds. M. F. SHOSTAKOVSKII, V.-P. SHISHIKOV, =. . 
7 . Synthetic ‘Rubber | Soedinenii, Doklady 7-o1 Konf. Vysokomolekwl. Soedineniyam - ea 
[°° and Like Products 1952, 28-345 Chem. Abs. 1953+ 47+ 7619. Three general 


classes of vinyl monomers are distinguished according to .he 
mechansim of their polymerisation. The action of benzoyl. « 

peroxide is discussed, and ‘the relation between activity of .. 
monomer, copolymer activity, and the polymerisation reaction ; 9":) ' 
described. Various experiments on the action of benzoyl - 
‘peroxide were carried out. Examples relate to methacrylates,, © 
vinyl esters, vinyl chloride, and the like, in solution or :— 7 
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Chemical Abst, Synthesis aud properties of j- vi esters of un-. 
yr saturated carbo: id A _F. Shastako' = 4 
Vol. 48 No. 9 vA. Gemhteln Ye Le Matin ae ee 


May 10, 1 ; - oc. OSS, Div. » Och. 1052, 460-8 
By knees (Engl. translation),—See CA. 47, Sabo. H. LH. r 


Organic Chemistry 
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Some new representatives. of the series a,f~ aid B,p"- - . 


Chemical Abst. 


Vol. 48 No. 9 dialkoxydiethyl sulfides. ~E. N. Prilezhaevay4:. S. Sihapi 
May -10, 1954 and a EF oe akovsk SU SER. 


. Bull. Acad. Sct. USSR, .- 
Pee és Div. Chem. Sct. 1952, 459-63(Engl. translation}.—See “ 
Organic Chemistry C.A. 47, 48408. H. 


L. “RO . 
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Vol. 48 No. 9 ia, F. Shostakovskil 1, Mikhant’ev, and 4, A. Neter- 


man, Dull. Acad. Sct. U,S.5.R., Dic. Chem. Sei. ; 
465-7(Engl. translation).—Sce C.A. 47, 3789e. 


H.i. H. nee 


May 10, 1954 
Organic Chemistry 
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SHOSTAKOVSKIY, M.¥.; GERSHTEYN, N.A.; VOLKOVA, Z.S. 


Synthesis of acetals of ethylene glycol, Izvest. Akad. Nauk S.&.S.R., Otdel, 
Khim, Nauk '52, 671-81. (MLBA 5:9) 
(Ca 47 no.20:10472 '53) 
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ahr Rat ast ME. mm 
wHOGTA Ras AVY i ae ees 
) 


d glycols. II. Synthesis of mono- 3 

and diacetals of tetramethylbutynediol. MF Spoua, (Lg : 
: *aind fu tH Reps” Isvest.~“Akad. Nauk as 

S.S.S.R., Otdel. 3m. Nauk 1952, 1084-8; cf. C.A. 43, 

3785¢; 48, 1241¢e.—Heating 35.6 g. (Me:C(OH)C:), with 60 

g- CH,;:CHOBu in autoclave 9 hrs. at 96-110° gave 30 g.. 

Me:C(OH) C: CCMeOCH MeOBu (1), by 121-2°, 4 1.4440, 

dss 0.9175, and 12 g. (BuOCHMeOCMe,C:)s (It), bs 146-7°, 


Bs 248 1.4380, dso 0.9150. ‘The diol (35.5 g.) in 50 g. dioxane 
Chemical Abst treated over 1 hr. with 50 g. BuOCH:CHs and 3 drops 
Vol. 48 No. 4 . ue ae ‘ 2, then heated 3.5 hes. at 65-70" and 
Feb. 25, 1954 ° ist., gave 84.9% I and 2.4% I; if heating extends to . u 
the yield of II rises to 66%. Similarly obtained (2nd pro- 
Organic Chemistry = fae o HOCH Gad p 


cedure, above) was: from CsHyOCH:CHy, 62% MeC- 
(OH) C: CCMaOCHMcOGHy,_by 138-8.2°, n%5 1.4420, 


dy 0.8713, and 30.3% (C.HwOCHMeOCMe,C:);, by 184- 

6°, 73 1.4480, de 0.8005; from EtOCH:CH,, 56% (E10- : 

CHMeOCMe,C1)s, by 103.5-6.0", n'¥f 1.4320, dy aries we 
: . £8 


G. M. Kosolapoff nn 
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| See t 


ura ANIY BilLly Se Te 


-Ami _ MOF. shestarorar” 
, LA Clhekulaevatand N. A. hteln.=<thad. Nauk 
> SSK, Inst. Org. Khim wee Org. Soedinenit, 
| Sbornik 2, 16-17(1952); cf. C.A. 43, O158e—-Into n pre- 
~covled autoclave was charged 16,4 g. MeCH(OCH Mey} 
a) Qo. vyg OCH,CH.CI and 50 ml. liq. NHa; the mixt. was heated 6 
2 * hrs. at 140-507 (110 atm. imax. pressure) and filtered ‘after 
1- Are cH . cooling, release of NH pressure and washing the app. with 
. : EO. Distn. gave 47% Afe CH( OCH Me:}OCH:CHiNH:, 
Ongamce, Hrarreatig ! bs 71-62, bee 75-6°, deg 0.9123, #39 1.4240. ° Similarly from 
' MeCH(OCH.CHMez)OCH,CH,CI were obtafned: AfeCH- 
' (OCH, CH 3fe\OCH-CH,NH,, S3-$?, dis 0.9000, nf 
, 1.4246; [MeCH( OCI CHMe:)0CH-CH,},NH, bis 160-5°, 
id 0.9210, 242 1.43920; and {AfeCH(OCH,CH Mes)OCH,. 
t CHsJsN, by 210-20°, dig 0.9322, 137 1.4380. Among the 
! by-products in prepn. of the iso-Pt deriv. there were found: 
! (SfeCH(OCH Men\OCH1CHalaNH, be 147-53°, diy 0.9326, 
1 n42 1.4300, and [ Afe CH(OCH Mey}0CH,CH;| N, by 185-95°, 
2 do 0.9307, n32 1.4340, in 29% and 8.5% yields, resp. 
Heating for 10 hrs. or longer increases the vield of the shuno- 
NH: deriv. to over 45%, while lowering the Proportion of 
NH; to 4 moalés to 1 mole of chloro deriv. raises the yield of 
__ Ute secondary aiine to 40%. G. M. Kosolapoff 
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O-CCH: Mes, Dig REP, a. 
done in dry x alti, Shins 
—(OBw)OCCH.CH Urs, i t 

$9.4 MeCHiOP ic. fe, 
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we pen ee 
ae 


—B.5°, nie 1.4420, ef 
2's AP Lt420, chee 0.9247, the f 
tisprenortiontion of the re ee pring hog 
ed: 99% CICH:CHOBuk, ne Lista page Ob 
’ dD e , 


d:o 0.9582, “and 77% C; “i 
a vi 
. 128-30°, ny 1ig00, Ogg MOC CH Ct ate, pa 
. ©. M. Kosolapot fig 
r aa 
gq -ek 
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Eft ss a ee eet pe 


et ee ee 
wwekil NAL SS, fg lon 
io" Akad. y CASA 
jpg. Sacdinentl, 

—feating 25 g. 

1 Chir CMeCOnH in- 


ae 


sealed tube 5-5. 

aun, 909 eC) 

Dry 89°, dag 0.92 
u 


7 gave on distn. in N 
be, SU5, be 85°, 
were propil.: 
ty bine 73°, sy 
COMe: CH. 
HOC ie 
: {14s the 
: reessary CHES 6 Y p S247, hs UAS88, nay 
’ LaA7, G. ML. Resobipafie Le 
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ES OS CE SEES EB I EN PET IE AAD || CPST To 
pate ee tees Lge TR Is 
ae TRRT as FeV YT } & 


-“ 
‘ 


bceale Be A. Secch a heerge 

ikoy, .TRad. Naw 

Org. Saedinentt, Cee) Chars. 
» CA, 42, ABO; 43, 3785f—Three 

yee leccribed. Yo 100 6, BuOCH:CHy, was added 

temp. 60 ¢. ACOFL, after which the 

. at 60° and allowed to stand over- 

stim. gave OLE% Me CH(OBu)OAc, (1), 

2. AcOH was added dropwise 20 g. 

20°, after which the mixt. twas 

nbatlowed te stand overnight; distr. 


Chix, Oho Vv 4s 


P-as- sy aren: 


\ 

. bu OT-70%, sshich was washed 3 h 
nd dried; distn. gave 855 L, be 
SH; and 150 ¢. BuOlH 0.21 g. : 
nogencais soin. was kept in ; 
siting yiells insol. resin}. Distn. 
Pure f, : 
YISL, 23P 1.4040. Similarly 
Q4e¢ (from EtCOCHBrMe and 
AcOCH; CH: and EtOH 
2 «be 48-509, deg 0.0442, 
AON Crom AcOCH:CH, and . 
othe EG, 252 EBASO: 47% iso~ 

? CH:CH: and iso-AmONH with 
oop. wy £42812. G.M. Kosolapoff. 


: ME 


Peeiti vi 
CH Mes 
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i Ce . . i 
I-as-sy | __ Neearararee rnd id : 
sets Org. Suedinensl, ‘Sbornik 2, 81-2 
Bnigoree, Ramin 43, S785i.—To 00 g. MeCH(OHJCOH was idded oves 
- 100 g. BuOCH:CH; and the Airy was 

he rs. at 92- 5 
~(OH)Me, b. 188-9°, d 
prepd. 32% MeCiH OENOCCH OH Ae, b b. dese 
1,012, ni? 1.4100, af 


08/09/2001 
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stirred 
.. Dist. “pire bt MeCH(OBu)0,CCH- 


after 5 hrs. at 


1.4195. eae, was 


3-8", This seantonts must 
G. M. Kosolapoff 
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Qhe z Vinyl Zaaumlnaethvl ether, ALE. ShostakovskileL A, 
Chim z we \ Chekulaews Mand N. A. hteln.c-Akad. Nas SSSR 
Pe aS-SY , 


7 
7 . Inst. Org. Khim, Sintesy Org. Socdinenii, Sbornik 2, 33-4 
Q Chermsalty. (1952); cf. C.A. 38, 3308.—To 72 g. ‘HOCH:CH;NH; was 
f slowly added 2.8 ¢. K and the product in 150 mi. C,H, was 
placed into an autoclave; C3H: was added to 14-16 atm. 


and the mixt. was heated to 120-40° 


to 20-30° the C;Hz pressure was agai 


+6 hrs.; after cooling a 
in restored and heating 


repeated until the calcd. amt. ig consumed. Distn. gave 


85% H:NCH,CH,OCH: CH, crude, 
treated with Na in the cold and red 


product, 57 g., bry 115-16°, nze 1.4390, dp 1.9018 ( 


b. 110-20°, which was 
istd. yielding the pure 
sic). 


The autoclave must not have any Cu parts in order that 


explosions be averted. 
begat teed 
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Chen Abs 4 
y4e tors YX yo ME Shostakoepedl and N. A. J 
Gershtein. ad. Nauk S.5.5.R.,” Inst. Org. ie, 
snlesy Org. Socdinenit, Sbornik 2, 35-CTUS ECTS, 
' 330'.—Heating 80 g. PhCH,OH and 6.4 g. powd. KOH in 
Ongan fe Ch autoclave under initi2! C;H: pressure of 15-18 atm., to 140- 
50° I br., followed by cooling, and renewing the C;H2 pres-— 
sure repeatedly until absorption ceased, gave after diln. of 
the product with Et,O, washing the soln. with H,O and distn. 
68% PhCH:OCH: CH:, ba 81.5°, bis 47.2-7.5°, dz 0.9711, 
n32 1.5185. Similarly can be obtained 68-70% vinyl 
cyclohexyl ether, bry 52-4°, by 63°, bre 148.5-8.7°, dv ‘ 
0.888, n32 1.4547. The autoclave must not have any Cu eH 
parts, or Ag parts. G. M. Kosolapoff q° 5 
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PRET ECE fe rN tee Ene 


2 Sieg loath ng ie 
U-4Y? as Jon sy f M.-P. Shostakovskil, V. P. 
j saYa- - Nauk S.S.S.R., 
nut. Org. Khim, Sintezy Org. Soedinentt, Sbornik 2, 37-8 
‘ Cp, (1962); ef. C.A, 38, 330°—To an autoclave with 400 g. 
» bare 


Ainalaccs, Ay. KOU, and A jot. HAV As adiled Cais ta 16-18 
altii., the vensel heated with agitation 4 (8tb-axy” tit 
GH, absorption ceases. Cyt, is again admitted and the 
Process repented until the reaction stops. After steam 
: distn. the product is redistd. yielding 62% o-MeOGH,-- 
' | OCH: CH, by 112-13*, dis 1.0048, n¥ 1.5356. If H,O 
; is omitted, the yield drops and tars are formed. The app. 
must nct contain Cu or Ag parts in contact with C;Hy. 


G. M. Kosolapoff 
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’ — — Te Fe ee Cnn Pe Ce || 5 ee Ee 


S a SOE ES a EE I IES EE = 

ut Pye fe Py Poe ; Sp ete 
—Winxlation of ethy Iveol. Ethylene glycol mono-, ,.. 
a Teyelic zeetal. M1. P, Shag” 


a 
ae ‘ Fa 4 a ue P.V. Tyupiev. dé: Next STR, : 
Zhen Ube 1 ET 1 Sintezy Or SoeTinenit, Sbornik 2, 9V~H(1052)s 
pe ar Sy cl. Cul 74} 330*.—An autoclave is chargéq-with 15 g. KOH 
r : - and Fal £. (CiEOW), and C,H; 110 1 OS ey - is 
Mane Chiral, carefully heated with agitation to “OS hr.; cooled to 
it mete A —30—10°, C,H; again added and reheated. Alter uptake of 
0.8 mole CH: per mole glycol the app. is cooled and the 
Products distd. yielding: 40% HOCH:CH:OCH:CH; (, 


1 
80 g. (CH,OCH:CH;); (HI), and 15 g. MeCH.O.CH:.CH:.0 
hm. Wis predominantly formed if the heating cycle is in- ; ° 
creased to 1~2 hrs. especially near the end of the reaction : 
with pressure reaching 28 atm. In this case the yields are: 
70% tt and 14% Ill. _If the reaction is run at 190° until 
—complete satn. with C;Hy takes place and the mixt. is kept 
at this temp. 3 hrs. after each addn. of C;Hs, Il is the 
main product (68%) with 8% I. WU and III are best puri- 
fied by treatment with Na in the cold. In distn. of Il it is 
, best to pass a slow stream of air through the app. for agita- 
tion. Tis best distd. from a small piece of K:COh, for pre- 
vention of isomerization to III or more complex ucts. 
I biz 140°, dre 0.9821, n¥f 1.4360; TE bye 126.8°, dy0:9220, 
n¥8 1.4350; TT be 81~2°, dye 0.0705, #88 1.9072. 


G.M. Kosolapoff : 
a q-of 4 
ay at i : ; 


SEES Seah aie hare tg 
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SR FP OHS ET 


Tt oa 


Sante ye PLAT : 
Cham Oboe vit A ee 
ity Mn A suoreih 
: PAPA YY a y Org. inent ‘i 
Qngome Churrudny. — 2"°44-5(1952); cf. CA. 38, 330,—«-Caprolactam (28 g.) is 
allowed to react with 9.7 g. K at 60-80° in 150 ml. MePh. 


The mixt. is charged into an autoclave with 198 g. capro- 

lactam and 200 mi, MePh and the app. is charged with C,H. 
j With agitation the autoclave is heated to about 100° (max. 

temp. 125°) until reaction ceases, after which a fresh por- 

tion of C,H, is admitted. The process is repeated until 

absorption ceases. Distn. gave 71% N-vinyl-e-caprolaciam, 

m. 34-8°, b, 05°, bss 131-2°. The K in the prepn. can be a». 
-replaced by Na. No Cu or Ag parts of the app. must come 4 

in contact with CyHs. G.'M. Kosolapoff \ av 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910017-4" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910017-4 


c Abe vy¥S- itand AL Mikbaat i 
Fem 3 z “haat S31 fete he Sify rg. Soedine : 
I-ags-3sY entl, Sbornik 2, 40-7(1052); cf. Reppe, Acetylene Chemistry~ 
7) areas ‘ 1949, p. 57 (C.A. 43, 9078d).—An autoclave is charged wit 
“Aganey Chormeesh 90 g. anhyd. MeCH(OH)CO,H and 10-12 g. Zn or Cd lac- 
f tate, and C,H; added to 15-16 atm. Heating with agitation 
at 80-100° for 4~5 hrs. until absorption ceases followed by 
distn. of the products, gave 32% MeCH(OH)CO:CH: CH, * 
b, 153° (crude, b. 146-52°), dee 1.0774, 132 1.4088. No Cir 
or Ag parts must come into contact with C;H:, G.M.K. ser 
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Sr EE B 


Cham Abs - i 5 
2 Vinyl ohenv! ether. M. IF. Shostakovskit and M.S 
¥-4% 25 Yors Lin a, ad. Nate S.S.S.R., Inst. Ork Rhine 
7 rg. Soedinenit, Sbornik 2, 48-50(1052); ef. C.A. 
\ : 3 46, 101246.—An autoclave with 200 zg: 
. and 30 ml. H:0 is charged with 20 g. KOH and C,H; added - 
0 1¢ Chen (nct less than ‘9 atm.). Heating with agitation to -175° 
7 until the pressure drops to 1-1.5 atm., C)Hy again added 
and the cycle repeated antl reaction censes (untally over 
theoretlent amt, of QyHia ds consumed), Rave after washing 
with 1,0 ane distr, 10% PROCH: CH, b.155-0", des 
O.0771, wif 1.5224. Similarly prepd.: 60% o-MeCyllye 
OCH: CH, b.167-8.6°, des 0.05 5, mf 1.5160; 55% m- 
analog, b.173-4.5°, do 0.9605, n39 1.5186; p~analog, b. 
175-5.5°, dx 0.9687, nf 1.5170. Cu and Ag must not-’ 
come in contact with C;H; in the app. Residual pressure 


in app. is best released before each cycle. G. M. 
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i & 
. Q) 
. » Ointesy Org. Soedinenst, ik 2, 1 ar: i" 
1=.26 - 38,330; U.S, 1,950,927, C.A.28, 4431*.—An autoclave : 


a Dai is charged with 18 g. KOH and 360 g. EtOCH;CH,OH, 
Aeprrute Charming CG4Hs is added from a cylinder and the vessel heated with 
: agitation to 150° 0.5 hr. After cooling to 30-40° the C,He 
pressure is restored and the heating repeated until the reac- 
tion ceases (the last charges of C;H: require 1-2 hrs. for 
consumption). The final pressure is about 20 atm. After . 
washing with HO, the product Fave on distn. 84% ELOCH,- 
F CH;OCH: CH, bus 123.7-3.0°, dee 0.8760, nif 1.4125.. 
! Before final distn. the product is treated with Na in the 
cold. No Ag or Cu parts of app. must come in contact 
with CH. G. M. Kosolapoff ne ot 
Ae ge? : 
“\ © 
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oN ; 1 
Chane 
dam oh 17 a 
= i - yn ethyl sulfide. Fy ee -p" Shoe - 
-as-s sulfide. an MP Sho 
as ; 4 eyyt. Mauk §.5.0.K-> _ Khim; ointesy 
Qo Z. ooedinenit, ‘Sbornik 2, 54-6(1952); ct. “38, 3304. — 
a An autoclave is charged with 1.5-2 g. powd. KOH and 35 
g. EtSH and CsHs is added to 18-20 atm. (for 1 1. app- this 


- represents a 50% excess). Heating 


with agitation to 120-5°, 


initially, then to 135-45° 1-1.5 hrs. (max- pressure 39 atm.) 
gave after diln. with Et,O and removal of tar some 65% 
EISCH: CH:, b. 89-92°, Steam distn. of the residue gave 
some 7.7% (EIS CHay, bes 60.5-70°. Redistn. gave pure 


~ EtSCH: CHa b. 91.0-2.2°, ny 1.4756, deo 0.8756. It forms 4 
NG S 
> 18 g 


a salt with HgCh, m- 324° 7 


G. M. Kosolapoff_ 
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Uw 4 
M. J. Shostakovskil 


nist. 
zy Org. < 41852); — 
" Hg-sealed stirrer 
passing through a reflux Stee a and a dropping funnel 


with a cooling jacket und a pressure equalizing tube is 
charged some CCl, (enough to activate the thermometer / 
Seg into the flask). The flask fs then charged with 200 

. dry Br while the cooled dropping funnel is charged with 
§; g. MeOCH:CH;. After cooling the Br solu. to -7° a 
slow addn. of the ether is begun with good stirring at -3 
to —5°. After completion of addn. the. product is distd.- 
yielding 82. 8% pure a Care alee by 52°, a He ; am: 
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koyski Fi ad. IVa Seeder LE 
Ore, Fl a Osnleay Org. Socdinenit, Sbornik 2, 8 
poags-s¥ SE7).—Into an autoclave is charged 25 g. KOH in g- 
; i CHeHOnh ced Os ion the oes a stm tee 
¥ ‘ contact between Ag or Cu parts itted). 
Argonne Cheomaclig agitation the app. is heated to 140° 0.5 br.; when the 
\ \ pressure declines appreciably, the vessel is cooled to 30- : 
. : 40° and again CsHy is added; this cycle is repeated until § * 
; ; ‘ reaction ceases. After washing the product 2-3 times with” 
i ’ : H,O it is distd. after drying over K:CO;, ylelding 70% 
: : \ (CH;CH,OCH: CHa), bis 73-7° (crude). Pure product, 
: bis' 75°, bras 167-8°, des 0.8985, ni 1.4308. The product is 
: subject to thermopolymerization. For complete oval 
' of HO contg. impurities it is best treated in the coll, with M4 
\ Na, and distd. from it. G.M.Kosolapot | 
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CH(OMe)s, bar 133-4°, #49 1.4157 


de Lira: 70% GIG 

0 1. ; CH, CH(OCH Mes)», by, 57°, . 

dis 0.9869; 91% CICHACH(OBuh,, bit TIB-15-7°, ar Lheea 

dy 0.0682. The prepn. in the presence of KOH gives the 
Madea iereece. & ..G- M. Kosols: 


same yield. 
eer 


poff 
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Chin an rimer of ,thione de (8-form) (8- ° 
Abe y ee tnes Let iJ.~ 
and _E. S. Shapiro.—Akad. Nauk S.é WK, i ‘ 
‘ Z Khim. Sinteay tr Snedinenil, Sberntk 2, 126-8U1053) —— 
Organs, UGCH:CHy (15 g.) cooled’ to —10° is satd. over | hr. 
with dry EICI to form McCHClOBu, and the product is 


directly treated at ~10 ta ~16° with HyS (thoroughly 


| 1,3,5-trimethy!. 
' Pp, if 

i 

| dey) for 1 hr., after which HyS is passed in at room temp. 
i 


ezhaeva 


until no more absorption takes place. The product {s 
“washed with HyO on a glass filter, yielding 83-8% Me- t 


CH.S.CH Me.S.CHMe.S, m. 125-6° (from EtOH). Other -. ; , 
alkyl vinyl ethers can be used Similarly. G.M. K, ce 
Baa eee ae a Ka 5 
AG 
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M._F._ Shostakovskil "aad 
avis d. Nauk S.5.0.K., nst. Org. 

snicsy Org. Soedineni?, Sbornik 2, are =<. 
cf. C.A. 44, 7754h.—Heating 100 g- CICH,CHCIOBu and 
130 g. EtsNPh at 70-80° 35 hrs. with stirring, followed by 
filtration of the amine-HCl (85 8.) washing the ppt. 
Et,0, and distn. of the combined filtrates gave 66% CICH:-- 
CHOBu, by 48-50°, die 0.9883, ni? 1.4428. Similarly are 
obtained: 35% CICH: CHOEL, bar 47.5-8.5°, dys 1.0386, 
ng 1.4385; and 25% CICH: CHOCH Mes, bie 44.5-5.7°, 
n¥g 1.4390, deo 1.0246. As by-products in these prepns. there . a\ 
are farmed acetals: CICH:CH(OR):. G.M.K. ! at 
Av 
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abs. BtOFE are 
| Caeser yrotating autoct 2 ae a 
: rotating eCH(OEt 
heated OS ( rea nd Acif. Pure 
re 0.8312, 


lowing 52.8, MeCH(OEth, 


= aS ee Mec OCH Mee 


Los, MeCH oe, 
Gree 116- 
155-8° 


: Mq¢GH(OBs 
i 8057 1.44155 Bu)OCroHlr-2. 
. ; coe ” MeCH(O 
a ; 0. a BSAS: sp Me nt RomeOCH.CH: 
. ” 162-5° oi. ’ saree ‘Bs, 
bra 43-59 St nls 5° 0.8965, 
2-73, Af seconn eG Metre ; 
‘44h; CROC 
- eet Mears 
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mee NP ee bee ee 


ee 


era 
B nOViL a Nau. ded Poe 
SHICZY UTE- Soedinenit, Shornik 2, 166-71 19. 
‘ 1501b.—To 8.5 g- 

5-7° slowly 23.6 g- MeC 

longer and allowing the mi 

filtered and the filtrate distd. yielding 87% MeC. 

eter dae 6.0040, 099 1.4038, G. M: Korolapefl_ _— 
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Ore. "Saedineni®, Sharns BRD); 


= 7 
a) , x ch he 43, O159¢. ete 161 g. HOCHCH,CI fi added i in 2 hrs. 


144 g. ELCOCH:CHs (temp. rises to 30°); after 10-12 br, 
: the mixt. was distd. in N yielding 46. 5% Afe CH(OEL 
| OCH;CH;Cl, by 71.8-2.0°, by 23.2-3.8°, des 1.0191, ma ‘ 
i 1.4216. MeCH(OEt) and *MeCH(OCH, CHCl), bp 122~ 
: | 2.5%, are the by- rodticts also formed. Similarly are prepd.: 
ah 8% MeCH(OB BulOCH, CHCl, bs 70-1°, be 55-6", dee 
0.9838, ny 1.4289, along with 12. a% MeCHOCHe J 
CHC). G. M. K Kosolapoff 


"4-20-54 
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SHOSTAKUVSKIT, M. F, 


-Ethoxy-!-acetylmercaptoethane, fF, Prilezhaeva 
ostakovskiy, “an : 3. Shapiro. “Akad, Nauk- 


yore Inst. Org. Kh 


Ch De vag 
6 ee SY 


Cte ee 
‘ ste Charest, 


Sbornik 2, 171-3(1959); 


“and distd. yielding 64% 
Pure product, bry 62-2.6° 
"are prepd.: 73% MeCH(OBu)SAc, by 78-8.5°, n32 1.4560, 
55-86% MeCH(OEL)SBz, b, 120-20.5°, 32? if 
"1.5472, dog 1.0891; 36-40% AeCEOBE SEs, b, 139-40°, . 


dso 0.9664; 
28 1.6346, dye 1.0492 
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im. Sintesy Org. 


cf. C.A. 46, 883f.—To 8.5 g. 
MeCH(SH)OEt in 20 g. dry pyridine wns added at —-5° 9 ge 
AcCl keeping the temp. under 8°. After stirring 0.6 hr. 
and allowing the mixt. to stand overnight, it was dild, with 
- EtO and H,0, the aq. layer was extd 
ined org. layers were washed with HO, dried over Na:SO, 
MeCH(OEt)SAe, by 80-3.8°. 
» de 1.004, nF 


CIA-RDP86-00513R001549910017-4 7 


Soedinenil,  , 


- with Et,O, the com- 


1.4556. Similarly 


x. M. Kosolapoff _ . 
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SHUSAKOVSKTY Me Pe — — 


t-ethos vathyl) sulfide. 


\1-Ethoxyethyl mercaptan and bls 
i 


Clu re) ,and &. 0. 3 
vag Akad. Nouk §.S.S.R., Inst. Org. him cwSinfery Ore 
1-43-54 Soedinentt, Sbornik 2, 174 8(19595; of. C.A. 46, 883f.— 
: EtOCH:CH; (20 g.) in an ampul is flushed with a stream of 


a : dry HS, then chilled with liquid N for condensation of 28- 
AAD Rerrvabin, 8.5 g. HS in the ampul. The latter is rapidly sealed and - 
- placed into an autoclave for 20-4 hrs. under a pressure of 
15-16 atm. of N or H (good quality of antpuls is strongly 
advised). The ampul is opened after chilling in liquid N and 
the contents are distd. yielding 47% MeCH(OEt)SH, bes 
; 38-9°, and 46.9% S(CHMeOEt), bx 58.2-8.6°. Some 
MeCH(OEt): is also formed. The proportions of the prod- 
ucts are varied by variation of the proportion of the re- | 
agents. Similarly can be pre di: 28-9% AMeCH(OBu)SH, 
bes.s 52.2-3.0°, and 65-86% S(CHMecOBu)s, bi.s 96.5-8.7°, 
from 1 mole BuOCH:CH; and 1.3 moles HS. Higher pro- \4 
portion of H:S yields more mercaptan and less sulfide. 
G. M. Kosolapoff 
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- 


w 
Chern Oho’ V4T V. . JN. A. Gershteln and M. F - 
Layee —_ Are Tnst. 

bras 4 cedinenif, Sbornik 2, Tod poh fe of. CA. 43, 

a oo "Bb 37883; Voronkov, C.A, 43, 6876d.—To 72 g. BLOCH;CH, 
si alas was added with atirring at cooling below —5° (max. temp.~ 

; must be under 11° at the end of addn.) 46 g. HCO,H (b. 

100-1°). Alter stirring 2-3 irs. the mixt. was left over- 

8 night, when distn. in vacuo under N gave 92% MeCH(OEt)- 

0;CH, by, 38-0°, doo 0.0751, s4f 1.8874. Similarly is prepd. 
85.7% MeCH(OBu)O.CH, bu 72.2-2:5°, dy OO2T2, nif | 

1.4020. 7 a G 


Where ete 
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Acylals 


Synthesis and properties of unsaturated-alkoxyethylidene esters of 
carboxylic acids (acylals). Izv.AN SSSR Otd. khim, nauk No. 3, 1952. 


Monthly List of Russian Accessions, Library of Congress, 
November, 1952. UNCLASSIFIED. 
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UHUSTACCVORIY, KH. OF, 
USSR/Chemistry - Organic Sulfur Compounds May/Jun 52 


"Synthesis of Sulfur Compounds on the Basis of Simple Vinyl Ethers. Fart 5. 
Some New Representatives of the ao ,8- and Z,4Dialkoxydiethylsulfides >" Ye. 
i. Frileznayeva, E. S. Shapiro, M. F. Shostakovsiiy, Inst of Org Chem, Acad 
Sci USSR 


"Iz Ak Nauk, Otdel Khim Nauk! No 3, pp 478-483 


Addn of HaS to vinyl isobutyl and vinyl isoamyl ethers in rresence of HCl in 
dioxane forms mixts of cx , f- ands, £-dialkoxyethylsulfides. Some chem con- 
versions of new homologues of the dialkoxydiethylsulfide and of the Z - 
dialkoxydiethylmercaptal series were studied. 


PA 220T11 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910017-4" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549910017-4 


—_ : 25 


C—O TT = 2. es; See 


USSR/Chemistry - Vinyl Ethers May/Jun 52 


"Synthesis of Vinyl Ethers of Higher Fatty 
Alcohols," M.F. Shostakovskiy, B.I. Mikhant'yev, 
V.A. Neterman, Inst of Org Chem, Acad Sei USSR 


"Tz Ak Nauk, Otd21 Khim Nauk” No 3, pp 484-488 


Studied vinylization of fatty ales Cg to Cig: - 
tained vinyl ethers Cg tc Cy2 in yields of 0.4 
to 89.2% of the theoretical yield. Gives the 
phys characteristics of the synthesized vinyl 
ethers. 
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SHOSTAKOVSKIX, Ma _F. ; MIKHANT'YEV, B, I.3 OVCHINNIKOVA, N. N. 
USSR (600) 
Vinylation 


Indirect vinylation of aliphatic alchols. Izv. AN SSSR. Otd. khim. nauk. 
No. 6, 1952. 


Monthly List of Russian Accessions, Library of Congress, April 1953, Uncl. 
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7. mvestication of acetylenic alcohols ard glrecls. Part 26 


synthesis of mone- and 
diacetals cf tetrametivrloutynediol.  Isv. AN 3352 Cod. Kain. nauk Aces | 1552 


, F ‘ : reid 
9. Monthly List of Russian Accessions, Library of Congress, oa 


1953, Unclassified. 
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Synthesis of vinyl etber of guaiacol and a atudy of its 
properties. Mf. Shostakovskil, V. P. Shishkov, and M.G. 
felenakaya. hur. Priklad. Khim, (J. Applied Chem.) 24, 
H108-72(1952).~-Heating takacol in an autochye with 
acetylene and 309 aq. KOH under 18 atm. H 38 bes. to 
180-200° gave after steam distn. 62% “re ether of guaiacol 
(1), bre 200.5-2.0°, bi 112-13°, dve y, » RIS LBS 
Heating 450 g. guaiacol with 450 ¢. (CHCl), and 75g. KOH 
itt bra. at 140-30° gave 29% o MeOGH OCH CH; 
H0-1°, b. 250-1°, im. 44°, 
+4 hes. at an’, gave 62¢ 

drolysis of Tin 10% H. 

46 i 

hydrolysis . wi % com. 
piete with I polymerire talyse 
al room temp. but at 80° it f blue viscous mass withi: 
3 hrs, G. M. Kosolapoff 


7-4" 
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er of viny! ethyl 
yy kovskaya, and V. 


reaction an 

hath at 45-50°, 

0.63 mote/100 ml. ether 
9-4 hrs. at 45° (sufficien 


polses (mol. wt. 
ol. in ad sol, in org. solvents, - 


+ ety drops rapidly at 70-80°. 
* dative rat : however, even at 


truction 
i hrs., although an 
pacers oe petal stable to H,O at ; 
G.M. Kosolapoff 
room temp. 
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er Rte ers ee be Et oe oe EB Set SSE SE aa TT I ET 
Sm PCS ———— = 


SHOSTAKOVSKIY, M.F.; ZSLENSKAYA, M.G. 


NORA E  TRTEE VEG Ey aE EN 
Properties and transformations of vinyl guaiacyl ether, 
Khim, 25, 1221-5 '52. 
(CA 47 no.17:8678 '53) 


Znur. Priklad. 
(MLRA 5:11) 


een 
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SHOSTAROQUSETY, it. FP. 
Ethylvinyl Ether; Polymers and Polymerization 


Polymer of ethylvinyl ether, synthesis and preperties. 
Zhur. prikl. khim. 25, No. 1, 1952 
Laboratoriya Vinilevykh Sovidineniy Instituta Crganicheskoy 
Shimii AN SSER 


SO: Monthly List of Russian Accessions, Library of Congress, _ August 1992 1953, Uncl. 
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USSR/Chemistry - Vinyl Ethers, Catalysts Aug 52 
"The Catalytic Hydrogenation of Vinyl Ethers," 

D. V. Sokolsky, M. F. Shostakovsky, B. I. Mikhantev, 
F. G. Golodov, Inst of Org Chem, Acad Sci USSR and 
Kazakh SShU 


"Zhur Prik Khim" Vol 25, No 8, pp 867-875 


Vinyl ethyl, vinyl isopropyl and vinyl butyl ethers 
can be hydrogenated quantitatively by using a low 
temp and aq solns, and in the presence of nickel 
and Pd/Cac03 catalysts. Hydrogenation at temps 
close to zero reauires little time. With the °d 


228T11. 


batch of vinyl ether, the activity of the catalyst 
increases, and the rate of hydrogenation is short- 
ened from 3 hrs to 20-30 min. For H-volumetric 
analysis of vinyl butyl ether, the best catalyst is 
Ni, and for vinyl isopropyl ether the best catalyst 
is Pa/CaC03. oth catalysts are suitable for the 
hydrogenation of vinyl ethy] ether. The emf at the 
catalyst was measured during the course of the re- 
action and a special jacketed vessel made of Mo 
giass used. 


SHOSTAKOVSKY, M. Fe 
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SHOSTAKOVSKIY, M.F.; BANKVITSER, a.L., redaktor,. 
{academician Aleksei Bvgrafovich Favorskii] Akademik Aleksei Evgra- 
fovich Favorskii. Moskva, Gos, nauchno-tekhn. izd-vo khin, lit-ry, 
1953. 157 p. (MLRA 7:4) 
(Favorekii, Aleksei Evgrafovich, 1860-1945) 
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SAosrA KovsKiY M.-F 


ge eS : ee es : aaa abeee: i ns a. a 
seks Abate er ee ee ee "line precence of HAO 8a 
aw 4) . No. 6 : . . 2 2 3 
Mar. 2551956 
Organic Chemistry 


dee 
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E HOST AROY ISY,. 1A. Fe 


g Canara avaaisa of tha ai ar sutcin de 1a 7A Fee 
oe eiaae ca polymerization, Catel fie’ att 


wadar the auency of terre et lorids end at Rene ese. ee Pe 
kavakif and V. A. G! evska i ene - 
pete Acad Spestaleavakit a dV. A Giaiyerta, |. Face 
feng, ical CA. #8, 1087280" HAL, oo 
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KY, ME 


AKOVS 


SHOST 
‘ Synth ot ction ceotapotnas on the 1 sis” of vinyl ‘PON Sd ee IP 
: ters and sgetyicne. Vi. Keustion of. utetraptans with eS 
vin i ethers, st, fo Shostukovskif, EE. N. Prileghaev: - 


aunt £ Slurpiee, i, slaud. Wink oO. > 
Xhim, Nauk 1953, 75 cf. CoL. 47, $8 iy, 
8. RUSH and 7.2 ¢. ROOCHE CH at 20° was Leietly passed 


a current of SO,, the mixt. stirred 2 hrs. at rours teimp., and: 
fof overnight; dista. gave SETS MeCHORSSE!, ta 
by 58-49, 03 EAa2S; hes O00; ales HCl gives” 


67.5-8,5°, 
a quant. ppb of EiSUgel.  Similirty (¢SH and BuGCLy:- 
CH in the presetice of little SO, after 20 iss, itt st s¢ 


at roan temp. gave 86.5% MeCH(CBn)SE 
W342 L461, dey UBS. 


Et, hy: 56 
At roont temp. the ccaction 


LSil with EeOCH:Cii; catalyzed by O is noi compl a 
eveu ia 2 months; heating sume G0 hrs. at GO-3? gave 956: 


-ELSCH.CH.ORt (1), by 78-8.5°, 032 L507, dy 0.91262 
the cutalytic amts. of dissolved O were merely the traces 
left in the sturting materials after eucuum distis. With 
ale. Hecl; the product forms i viscous unkyows mass. 
Oxidation of T with HO. in ACOH gave 30.7%, sutfovide 
(CyHyO0,S), be 112.2-15.5°, 43 LAGOG, dig LOBEL. Similar 
reaction of BuOCIE: CH: with EtSEl was ever slower and 
gave the max. yield (96.5%) of BuOCIA CHASE, by 85-115, 
eg LAS2O, doo O.NETO, after YS hrs. at 60% With HO, 
in AcOH it gave the sulfoxide, by 112-12.£7,: by WIF.2-- 
P74? ee EGG, ty 0.9955, BuOCH: CH: and BuGCH,- 
CHASU under similar renction conditions healed: 50 firs. to 
GU-5° fue period of 7 days gave 08.9% (BuOUTCM),S, 
hog 10. £1.00", ate 14500, dig not ested. EtOCi: CH; and 
EtSH react more rapidly in ordinar, ~losed flas! + contaet 
with atin. O and in G days give 94.64 adda. pc tuct. If 
the vinyt ether contains some perorsic the re: tun is ce- 


APPROVED FOR RELEASE: 08/09/2001 


“ob 


<(05.5%) the iattér product, amt only 34.5°5 


~ 


Jadds. quite less rapidly than the Et anitlog and alter 8 firs. : 


bya S417) 9g 14005, dy 0.9805. 
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ticded, Completely perdxide-tree starting @ 
inixt. of resction-_products county. some 97.565 E 
ORc and only 2.5% MceCh(OEuset;. if the ether 
peroxides fromeair contact; tie reaction. pruduet is tauinty - 
of the armer 


iS 


product is formed. --Under conditions of free air: ceoss, 
E:OCIH: CH, and. MceCHCORUSH “yield only. J feCH- 


(SCH: CHOQENOES, biz 05-37, 03g 141505. - BOC (CH | 
at S0* or 12 brs.at- 100° yielts 87-09 addit- produc s with) 
EtSH. -At room temp. the reo but mainly Bo ICH 
CH.SEt with sone 13% MeCH(OBUWISEc: At el-vated ' 
temp. the maia produce (50-62%) is the latter subi ciice, 
while the former substance is the lesser Cousiituen (37- 
4095). - Pure Me CH(OBW SE}, by 30.4-5,27) nF | 76, 
dx O.8597; pure. BuOCHCHASEt, bi5) 87.38.20, ne 
14521, dy 0.8981.) Keeping BuOCH: CH; with Bur ICH. 
CH:SH 20 days at room temp. gave 85.7% mixed (Bs ICIL- 
CHAS und MeCiH(OBis)S ClCH OBA, bs 118-247, contg. 
34.5% of the latter. Similarly BuOCH:CH, and. h eCH- 
(OBu)SH after 7 days: yaye GO% mixed- McCH(Un)- 
SCHCELOBu and“ [MeCH(GBu)p8, bi 10241°,.” -ontg. 
00.495 of the fommer, A mixt. of 80 g. BUQCH:CE + and 
0.3 g. AcSH after 2 days gave. W.7% AcSCHiCH OBu, 
G, M. Kosala oft : 
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Tay EEE EE | Ca a re _ a 


Todirect vingjatinn of monocarborillc acids and hydroxy 
Ae A 3 B, I."Mikhant’ev, and N. N.: 
— ; ad, Nauk 5.0-0.R., Oidel. Rhint. 
aur, 1953, 556-61.—Transesterification of viny! ethers 
with acids yields vinyl esters in moderate recoveries. Thus, 
stirrlng 23.2 g, AmCOsEL, 100 g§. BuOCH:CHy, and 0.1 kK 
P,O, led to n spontaneous reaction (temp, rise up to 105°) 
despite external cooling; after some 35—10 min. the mixt, 
Was neutralized with K:CQ, and ylelded 72.8 8. BuOCH:. 
CHz, some AcH, and 47% AmCO,CH: CH, b. 168-70°, 
#13 1.4160, de 0.8095; (hydrogenation gave the satd. ana-< 
log); smail amts. of MeCH(OBu); were also recovered front j 
the original reaction inixt., along with traces of AmCO,Bu | 
and 28% MeCH(O8u)0;CAm, by 88-00", ng 1.4140. ! 
Similarly 18 g¢. MeCH(OH)COH and 100 g- BuOCH:CH; 
with 0.1 g P30; gave 85.1% unreacted BuOCH:CHy, ' 
AfeCH(OH)CO:CH: CHs, b. 151-3°, dy 1.064, m4}: 
88, 3.4 gg. MeCH(OBu):, ets MeCH:OBu)0y- 


0.1 g. PiOr gave 86% tinreacted BuOCH:CH:, 18% Me-" 
CH(OH)CH.CO.CH: CH;, b. 170-3°, dx 1.0713, 233; 
1.4136, and 3.8 §. MeCH(OBu);. G. M. Kosolapoff_ | 
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guest a KOV SKY, 


“USSR. 


egistormintions “af. wingLethass..' C Chemical properties. ot 
te 2-chloroethyl acetafs.- M. ve Shostukouskit arid_N, Ni A. : 
“Gershtet, Bull. viead: Sei. ken, vi a 
T9353, OF3-6(2 gl. translation). ~ See CA, 4, eH 


See ae act wet weld 
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M. bs 


e 


alkyl 2-chloroetha| acetals. M.-F. Shostakovekif and N. A 


(OEt)OCH;CH.CI Land the mixt. kept 8 -brs..at €0°,.and 
55. - Similarly “was “obtained 96.2% 


SEER roe: ium parece ltr 4 


ait ERE 


ns raionaatla ¢ Apia Ghacical pes, anor of. an 


Gershtcin UBS, 2, Moscow). 
~Trvest. ig pats Sg Cl S: SSRS Oldel.” Khins... Navk “1953, 


. 716-20; cf. C.A.45, 28515; 47, 1695¢.—To 67 g. KOH in: 
480 g. abs. EtOH was added over 3:5 brs. 77: gi: - MeCH- 


“filtered, © yielding 11.7%." MeCH(OES}OCH, CHES, be ©: 
40-40.5 0.8955 


itecii(daund chich. OF by 71-2:5°, dep 0.8892, nf. 


000. Stirring 48 g. KOH, 4i4 g. abs: EtOH, and 47g. > 


MeCIOCHCHG: on a steam bath -15 brs. gave 10 g. 


de CHCOCE CHORD), bi 109-10", big 107-8°,.n99.1.4281, 


9 0.9379." Hydrolysis of the products readily gave “AcH, 


’ nt Seu of which was Used as an analytical method. ~ 


SS San Behe Me eds oper SM Kanneod, 


Meas | 
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visyl :¢ ‘ : 
Acs gvcwi vers WE oom 
a: cc met, Akad... : 
Nauk S.S.S.R., Otdel. Khim, Nauk 1933, 721-5;- of, CA. 
48; 3243a.—To 72 g. EtOCH:CH, and 123 . CHa: CHO. |. 
. Cully was added at 35° 1-2 drops.catalyst (3% FeCh.6i0 
| 


in BuOH); the reaction proceeded vigorously :with heat: 
evolution, and after 2 brs., the mass. was heated fn. cacuo- 
‘to 100°, yielding a residue of 85% crude polymer. Extn. 
with BtOH and fractional ppta. with H,O.gave:. polymer of. ol he Sis3 ie eee 
~ EtOCH:CH;, 2:1 copolymer of the Et and CeHiz ethers, ' : Pes siete 
and a series of copolymers with reactant ratios ranging to a eae : 
+ 8:40 Similarly were isolated:i:t copolymers of the-followe --: + --) 
-. ing pairs (% yield, di/n%2, viscosity in centipoises of O.TAL 2° 
. soln, in C4Hs at 20°, and solubilities given): EtOCH:CHy— - 
CH,: CHOCHMe:, 52, 0.9270; 1.4510, 0.7887, sol. in EtOH 
higher ales., Et,0, He, MaCO; EtOCH:CHs—CH::CHO- 
: : Bu, 64, 0.6245, 1.4530, 0.7319, soly.'as above; EtOCH:-. 
7 : CHy—CHy: CHOAm-iso, 48, 0.9244, 1.4542,- 0.6885; ‘solys 
.as above; |. BtOCH:CH;—CHi:CHOG Hu, | 43, 0.9233, .0°. 
1.4558,. 0.8054, soly. as above; ‘{so-PrOCH: CHi—CHs: 
CHOBt, 75, 0.9230, 1.4545,.0.7330, soly, as above but not - 
sol. in EtOH; BuOCH:CHs-—-CH::CHOC;Hau, 79, 0.9260, - 
1.4590, 0.8662, soly..as above but not sol. in EtOH and 
PrOH; BuOCH: CH:—CHs: CHOG Hi, 76, 0.9243, 1.4620, 
0.9595, soly. as above; iso-hexy! viny! ether—CH;: CHO- 
CHa, 51, 0.9217, 1.4870, 0.8464; soly. a3 above but not 
sol. in ales. below iso-AmOH; iso-AmOCH:CHr—CHii~. *. 
_CHOGH, 50, 0.9198, 1.4623, 0.8311,: soly.as above;: 
C,HnOCH :CHr—CHy: CHOCrHn, 59, .0.9231,- 1.4657, 
0.8807, soly, as above but not sol. in ales. below hexyl;: Bu- 
OCH: CH;—CH;:CHOG Hn, 62, 0.9316, 1.4800, ° 0.8818, . - 
sol. in BuOH, Et-0, and C.Ho;° BuOCH:CH:—PhOCH:- 
. CHy;.48, 0.9620; 1.5070, 0.7312, soly. not shown, 2 
a, eo G, M. Kosolapoff , ” : 


Al 
: : : . re wer. 
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ae “rAKOV SKA, 1. a 


ch mic ! transformation of. unsaturated aid high-avolec: S ; 
y, aston ae meriz of methace fe acid 2 


an: zg me cS, 
Shomytay. Bull.. cad. US Dix. Chen: Ot. 
1953. een tri satin} = —See ea 48, en Le _ 


salt & 
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trans Fea odes a Lb. 49, 23g. 
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Ra WEG td 
SHOSTAKOVSKIY, Me Fs 
yee et Ta ane 
Chemical transformations of unsaturated and hiph-molec- 
ular compounds. I. Copolynterization of methacrylic acid 
- and vinyl alkyl. ethers. M. Tr Shostakovskif ard A. 1 ee 
Chemical. Abstracts , Ehsrontoy (inst, Ore. Chem. eat Sch. Usa a Mos oo. ; 
Nove r r cow). Tsvest. Akad. Nauk S.S.9K., idel. Khint. Naw : 
May 25, 1954 1953, 1048-55.—Vinyl alkyl cthers and CH: CMeCO,ti 
Synthetic Resins were copolymerized by heating in ampuls 72 Ee at pee 
1 The copolymer of FtOCH: CH, was a hard so! id when tht- 
and Plastics : components were used in 3:1 molar ratio (excess acid), but 


were viscous liquids when the ether was the predominant 
component. The copolymer from 3 moles BuOCH: CH: and 

> 1 mole CH::CMeCO,II was a solid contg. 40.1% ether: 
groups and was insol. in H,0, forming 2 gel in McOH; re- 
versal of the proportions of muiomers gave a solid product « 
which was sol. in McOH «nd which ewelled and partly dis- , - 
solved in H,0. G. M. Kasolapoff | 
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